Key indicators: single-crystal X-ray study; T = 291 K; mean (C-C) = 0.004 Å; disorder in main residue; R factor = 0.046; wR factor = 0.130; data-to-parameter ratio = 8.6.
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D-HÁ
The colorless blocks of crystals were obtained by recrystallization from the methanol solution at room temperature. The molecule ( Fig. 1) is composed of three cyclohexane rings (A, B and C), one five-membered ring (D) and one dihydropyran ring (E). The stereochemistry of the ring juncture is A/B cis, B/C trans, C/D cis and C/E trans.
The cyclohexane rings A, B and C have normal chair conformations. The five-membered ring D adopts an envelope conformation with C13 displaced by 0.7246 (2) Å from the mean plane of the remaining four atoms (C14, C15, C16 and C17). Similarly, the dihydropyran ring E also adopts an envelope conformation with C13 displaced by 0.8848 (3) Å from the mean plane of the remaining five atoms (C14, C17, C20, C21 and O4). The absolute configuration determined for bufalin (Rohrer et al., 1982) , a similar cardiac steroid, was invoked, giving the assignments of the chiral centres in the molecule as shown in Fig. 1 .
A short intermolecular O-H···O hydrogen bond (Table 1) 
Experimental
Hellebrigenin (41.6 mg) was dissolved in DMF and refluxed for 3 h. After the reaction, the mixture was poured into water and extracted with ethyl acetate. The ethyl acetate extract was washed with water to remove the remaining DMF and condensed by a rotary evaporator under reduced pressure. The residue was recrystallized in methanol at room temperature to afford colorless crystals (32.5 mg) suitable for X-ray analysis.
Refinement
The C-bound H atoms were positioned geometrically and were included in the refinement in the riding-model approximation, with C-H = 0.96 Å (CH 3 ) and U iso (H) = 1.5U eq (C); 0.97 Å (CH 2 ) and U iso (H) = 1.2U eq (C); 0.98 Å (CH) and U iso (H) = 1.2U eq (C); 0.93 Å (aryl H) and U iso (H)= 1.2U eq (C); O-H = 0.82 Å and U iso (H) = 1.5U eq (O). O3 and H19 are disordered over two positions with occupancies of 0.608 (10) since the absolute configuration can be unambiguously assigned with reference to the known configuration of the closed related compound bufalin. The absolute structure is indeterminate. 
Computing details

